Discussion
Recently we have reported on the interactions of 1,3-butadiynes with permethylhafnocene, resulting in the formation of fivemembered hafnacyclocumulenes [1] . We were interested to investigate the reaction behaviour of these complexes especially with respect to insertion reactions, e.g. with CO 2 or isocyanides. For example, the zirconacyclocumulene Cp* 2Zr(h 4 -Me 3 SiC 4 SiMe 3 )reacts with carbon dioxide by twofold insertion to give an ine-membered metallacycle [2] . As imilar reactivity was expected for hafnacyclocumulenes and isocycanides. Surprisingly, in the reaction of Cp* 2Hf(h 4 -Me3SiC4SiMe3)with tertbutylisocyanide no insertion takes place. Instead, the terminal carbon atom of the donor coordinates to the metal center. This results in achange of the coordination mode of the butadiyne from h 4 in the starting complex to h 2 in the product. The different nature of the triple bonds can be derived from the bond lengths of C1-C2 1.331(10) and C3-C4 1.213(10) Å,w ith the longer bond being coordinated to the hafnium center resulting in a hafnacyclo-propene structure. The exocyclic ethynyl moiety displays an early linear geometry with ∠C2-C3-C4 =1 76.5(9)°. One reason for the coordination of the isocyanide instead of an insertion into the M-C(a)bond might be the high steric demand of the cyclopentadienyl ligand, the trimethylsilyl group and the tertbutyl group of the donor. However, the isocyanide coordinates at the sterically less hindered side of the molecule. (4) (2) 
